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Rhee A new trend of the reaction of halides of carboxylic acids vith 
“dimethylformamide, leading to aldehydes of these acids, was demonstrated. 


‘Depending upon the structure of the acids, either transamidation or aldehyde 
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TOPIC TAGS: olefin, hydrogen fluoride, fluorinated organic compound 
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1 ORGS Institute of Organometallic Compounds, Academy of Sciences, SSSR. Institut 
i olomentoorganicheskikh soyedinenty Acadenti. nauk S9SR) meget 


I TITLet Reactions of a-chloroperflucronitrosoalkanes with unsaturated compounds 


| {SOURCES AN SSSR, Isvestiya. Seriya khimicheskaya, no. 8, 1966, 1377-1362 
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TOPIC TAGSs organic nitroso compound, fluorinated organic compound - 

j ABSTRACT: ‘The reactions of diene hydrocarbons and olefins (isobutylone and ne 

jwith two a-chloroperflucronitrosoalkanes, a-chloroperfluoronitrososthane rio ts 


and a-chloro-f-ni rfluoronitrosoethane OpNCFsCFCINO (II), aro described. (1) and (a) 

pitas very Phage Eater} solution at -20 to -15°C with butedione, isoprene and 
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ABSTRACT 3 | pee 
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obtained by the reaction of ethylene sulfide with N,O-dialky lhydroxylasine 
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Moucov, Zaventiyn Akadentt Reuk SGER, Seriya Khimicheskaya, No 6, 1966, pp 
1017-1002 


Abstract: Tetrafluorcethane-beta-miltone reacts with methanesulfonyl chloride, , 

alkyl chlorosulfates, and sulfuryl chloride to form trifluorovinyl chlorosulfate, 

‘and the corresponding fluorosulfonyl compounds. The temperature conditions of | 

‘the reaction and yield of trifluorovinyl chlorosulfate are determined by the 
nature of the substituent on the chlerosulfonyl group of the reactant. The 
most favorable conditions are observed vhen methanesulfonyl chloride, acom- { . 
pound charactenizad by high lability of the chlorine atom in the chlorosul- 

' fonyl group, ia sed. With increasing electron-accéptor properties of the 

i substituent (Cty < RO< HO < C1) » the’ mobility of the chlorine in the reagent | 

{| Molecule decreases, and obstacles ‘%o the reaction increase, The reaction of : 
(fluorine-containing beta-sultones with alkyl chlorosulfates ie a general method | 
‘for producing previqualy unavailable aliphatic esters of fluorosulfonic acid. 
‘The reaction wag conducted between tetraflucroethane-deta-sultone and methyl, 

_ ethyl, n-propyl, a-butyl, neamyl,. and n-hexyl chlorosulfates, producing the . 
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‘apooding alky fluoro uifates. ‘he reactions of the latter with water, 
sors chloride, 2, oronitaia were studied. In all cases the alkyl os 
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‘and alcoholysis of the latter were studied. The physical properties of the.. 
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: jAbstiact: The proton magnetic resonance spectra of 15 different nitroalkanes ee 
,were studied to evaluate the degree of shielding of the hydrogen atom in the ee. 
- falpha-position to the nitro-group, The introduction of fluorine atoms into the - 
- jinitroalkane molecule, like that of other electronegative groups, leads to a 
_, |jehift in the signal of the alpha-hydrogen in the proton magnetic resonance ak 
. | spectrum into the region of @ weaker field. ‘The change in the chemical shift . 
' Toft the alpha-hydrogen upon the introduction of electronegative substituerts 
_| dato the nitroalkane molecule, with the exception of fluorine atcms, is corre- § ' 
-| lated with the change in the ionization constants of these compounds. The 
absence of correlation for fluorine substituents is explained by the fact that 
| the proton 49 resonance“ spectrum characterizes the influerce of substit- es 
‘}uents in the ate ic state of the molecule, whereas the fonization constant char- sj 
| Setertzes the state of dynamic equilibrium of the process of acid-base conversion aad 
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‘Abstract: To explain the increase in the reactivity of organophosphorus com =; 
ypounds with decreasing filling of the d-level of the phosphorus ntom due to aise: 
placement of the p-electrons of -tha oxygen atom of the alkoxy-group, as well 
as the influence of other factors, particularly the steric factors, upon the \ 
reactivity of organophosphorus compjunds, the authors studied the kinetics of : 
the hydrolysis of a minber of chlorides of phosphinic acids and chlorophosphon- , | | 
ates. It was found that in addition to the inductive influence nnd effect of | He 
conjugation of ators or groups of atoms bonded to the phosphorus, a great a 
role in the reactivity of halides of phosphorus acids is played by the steric =| 
factor. The reactivity of chlorides of dialkylphosphinic acids varies by 
_ three orders of magnitude on account of the change in the entrop, factor with 
& negligible change in thé activation energy. Additive ratios of the influence 
of substituents in the series of phosphinoyl chiorides are observed only in 
‘those cases when the significancé of steric hindrance is small. Investigations 
of an extensive number of examples indicated that the influence of substituents | 
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|: | ABSTRACT: The present study. le a continuation of work reported in Dokl. AW SSSR, III, | 
.,|1035 (1956). The synthesized nitration products are given in the following table alc 
| . [with some of their iegakcaat 
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: nitroperflucroacetone. the chenical properties of nitroperfluoroacetone were investi- J 
{gated and some of its derivatives were synthesized. Nitroperfluorcacetone reacts with 
"basic compounds to form diflucronitromethane and triflucroacetic acid derivatives. The 


reaction of aitroperflucroacetone with nitrosyl fluoride produces the sae perfluoro- 

isopropyl nitrite as that produced by heating of perfluoropropylene with nitrogen diox 

_|dde, which proves the structure of nitroperflucroisopropyl nitrite according to the re 
action... 620... proce OF ¢-CPaaCP +- Ns0e -+ (CPy—CF—CFANO;) . 
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TITLE: Mechanism of addition of nitrosyl fluoride to fluoroolefins 
SOURCE: AN SSSR. Izvestiya. Seriya Khimicheskaya, no. 3, 1966, 505 
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" laddi¢ion of FNO to higher fluoroolefins, It was shown that alkali metal fluorides 
‘(especially in strongly ionizing media) are effective catalysts of this reaction 
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ABSTRACT: The authors obtained experimental proof of the nucleophilic mechanism of | 


Cn” $P~—* CH .——- a ie 
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Perfluorcethylene reacts with FNO only at 120-150°C and the reaction of perfluoro- i 


ethylene (15 g), FNO (5. 8 g), CaF 3 g) and KF (4 g) produces 2-nitrosoperflucropro- _- 


Card te ues 541.124 + 546.16 
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ane (14.3 g). Perfluorocyclobutene according to our observations does not react 
‘with FNO fae te heating to 120°C; however, shaking of 8 g of perfluorocyclobu- 
-tene, 4. Of FHO, 1 g CSF and 2 kg KF with 5 ml of tetramethylene sulfone at 35° . 

- for 3 hre produces nitrosoperfluorocyclobutane with 70% yield. AG 
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thiophosphoniec acids are stronger acids than their oxygen selogs, ‘The. | 
Qissociation constants of the acids were deternined and were found to depend | 
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-- “ABSTRACT: = The properties of the flurosnhyicide and ethyl oster of Onl trosohéxe. me 

fluorobutyrio acid were studied t) extend the work of the authcrs (Dokl, AN SSSR 
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165, 1 (1966)), The latter compounde were obtained by reacting perflucrodimethyl~ 
ketene with nitrosyl fluoride and Initride.] In addition, the reaction of a 
perfluorodimethylketene with sodium nitrite an? nitrogen trioxide, yielding an oxine 
of hexafluoroscetone, wae also studied, A reaction mechaniem for each of the 
reactions is proposed, and the yinld and melting point of each product are recorded: _ 
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